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(54) CATALYST FOR CLEANING EXHAUST GAS AND DEPOSITING METHOD THEREFOR 

(57)Abstract 

PURPOSE: To retard deterioration of a catalyst by thermal and mechanical stress. 

CONSTITUTION: A perovskite type multiple oxide, a heat resistant oxide and a zirconia sol, ceria sol, yttoria sol or these mixed sol or 
a solid solution sol containing two or more of Zr, Ce, Y are added into a pure water and are stirred and mixed in a ball mill for 1 2 hours 
and the obtained slurry is applied to a cordierite heat resistant honeycomb carrier and is dried and calcined at 600° C in an 
atmosphere for 3 hours to obtain the carrier uniformly coated with the perovskite multiple oxide and the heat resistant oxide. The 
carrier is impregnated with a palladium nitrate aq. solution, is dried and is calcined at 600° C for 3 hours in an atmosphere. 
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CLAIMS 



[Claim 1] The catalyst for exhaust gas clarification characterized by the catalyst system with which a perovskite mold multiple oxide, 
noble metals, or the heat-resistant oxide that is a co-catalyst further coexisted being supported by heat-resistant support including a 
zirconia sol, a ceria sol, yttria sols, those mixed sols, or the solid-solution oxide sol containing two or more [ of Zr, Ce, and the Y ] as a 
binder. 

[Claim 2] The support approach of the catalyst for exhaust gas clarification which adds water to perovskite mold multiple oxide powder, 
a metallic-oxide sol, or the mixture that contains co-catalyst powder further, carries out churning mixing, and is characterized for a 
noble-metals salt water solution by impregnation and/or making it adsorb and calcinating; at the support by which coating was carried 
out after forming a slurry, coating heat-resistant support with the slurry and calcinating it 

[Claim 3] The content of a metallic-oxide sol is a PUROBUSU kite mold multiple oxide or the support approach according to claim 3 
which is 0.5 - 50 weight section to the total amount 100 weight section of a heat-resistant oxide further. 
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DETAILED DESCRIPTION 



[Detailed Description of the Invention] 
[0001] 

[Industrial Application] This invention relates to the thing which made heat-resistant support support the three way component 
catalyst for exhaust gas clarification excellent in the clarification capacity of a carbon monoxide (CO), a hydrocarbon (THC), and 
nitrogen oxide (NOx), and the approach of supporting the catalyst to heat-resistant support 
[0002] 

[Description of the Prior Art] As a three way component catalyst for exhaust gas clarification, the precious metal catalyst which 
supported noble metals, such as Pt Rh, and Pd, is put in practical use by the alumina simple substance, and it is widely used for it 
Moreover, utilization is expected as a cheap three way component catalyst for exhaust gas clarification with which the multiple oxide 
which has the perovskite type structure which consists of a rare earth metal, an alkaline earth metal, and transition metals purifies CO, 
THC, and NOx (refer to JP,59-87046,A and JP,60-821 38,A). Although CO and the clarification capacity of HC are excellent this 
perovskite mold multiple oxide is a little inferior in the clarification capacity of NOx, and they are not enough to present practical use 
as a three way component catalyst for motor exhaust Then, noble metals are made to live together in order to heighten the NOx 
clarification capacity of a perovskite mold multiple oxide catalyst (refer to JP,1-168343,A and JP,2-90947,A). In order to raise catalytic 
activity further and to also raise thermal resistance, also making heat-resistant oxides, such as Ce02, O (CeZrY)2, and SrZr03, live 
together as a co-catalyst with a perovskite mold multiple oxide catalyst is performed. 

[0003] These catalysts are supported and used for heat-resistant support such as cordierite honeycomb support After the support 
approach applies to support the slurry after adding water to perovskite mold multiple oxide powder or the fine particles which added 
co-catalysts, such as heat-resistant oxide powder, to it further, grinding, or agitating and mixing with a ball mill etc. and forming a slurry 
and calcinates it it is an approach of calcinating a noble-metals water solution to the coating support impregnation or after making it 
adsorbing. 

[Problem(s) to be Solved by the Invention] The catalyst for automobile exhaust air gas cleanups is used over a long period ot time 
under the environment where receive the gas of the quick rate of flow, and it is put to an elevated temperature, repeat and receive 
heating and cooling, and mechanical stress, such as an oscillation and an impact is received further. Consequently, the problem on 
which a catalyst active principle exfoliates and drops out of support arises. With the conventional noble-metals system catalyst (Pt- 
Pd-Rh), alumina sol is used as a binder between the alumina particles and honeycomb support which support a catalyst However, if 
alumina sol is used for the perovskite oxide catalyst containing a rare earth metal, alumina sol will tend to react with the rare earth 
metal of A site in perovskite (AB03), and the problem which LnAI03 compound (rare earth metal excluding [ Ln ] Ce) is generated 
[ problem ], and reduces catalytic activity while in use will produce it This invention aims at offering the catalyst for exhaust gas 
clarification of the support condition from which the catalyst active principle protected that activity fell by the reaction, exfoliation, 
etc., and the method of making support support a catalyst component 
[0005] 

[Means for Solving the Problem] The catalyst system with which a perovskite mold multiple oxide, noble metals, or the heat-resistant 
oxide that is a co-catalyst further coexisted is supported with this invention by heat-resistant support including a zirconia sol, a ceria 
sol, yttria sols, those mixed sols, or the solid-solution oxide sol containing two or more J of Zr, Ce, and the Y ] as a binder. The 
example of the sol of a binder is as follows. As a zirconia sol, for example, the product "NZS-20A" of Nissan Chemical Industries, Ltd., 
"NZS-30A", "NZS-30B", As a zirconia yttria sol, for example, the product of Nissan Chemical Industries, Ltd. "NZS-20 A3Y' , As an ^ 
example of a ceria sol, the product "a yttrium oxide sol" of Taki Chemical Co., Ltd. can be used as the product "need RARU W-15-01 
of Taki Chemical Co., Ltd., and an example of a yttria sol. the content of the solid content of these metallic-oxide sols — a 
PUROBUSU kite mold multiple oxide — or — further — the 100 weight sections of a total amount with a heat-resistant oxide — 
receiving — 0.5 - 50 weight section — it considers as 1 - 10 weight section more preferably. It is because catalytic activity will fall 
with masking if the effectiveness as a binder is not seen but it increases more than 50 weight sections, when the content of a metallic- 
oxide sol is under the 0.5 weight section. 

[0006] A perovskite mold multiple oxide is an oxide shown by general formula Ln1-xAxM03 (the rare earth metal except Ce and A are 
the transition metals which consist of Mn, Fe, Co, nickel, Cu, Pd, and Ru, and Ln is [ Ce or alkaline earth metal, and M ] all one sort or 
two sorts or more, and 0< x<1). Noble metals are one sort or two sorts or more of metals chosen from the group which consists of Pd, 
Pt Ru, Rh, and Ir, and especially Pd raises damp clarification activity and NOx clarification activity, and is desirable. 
[0007] A co-catalyst is for raising hot clarification activity, and is Ce and Zr, the heat-resistant oxide with which at least the part 
serves as a multiple oxide and/, or the solid solution including rare earth metals other than Ce further, or a heat-resistant oxide which 
consists of Ce. As for the multiple oxide expressed with a general formula (CeZrLn) 02 (rare earth metal excluding [ Ln ] Ce), as an 
example of a co-catalyst O (CeZrY)2, O (CeZrLa)2, O (CeZrNd)2, etc. besides Ce02 and O (CeZr)2 are desirable. Moreover, since two 



are excelled in the effectiveness that the direction of CeOO(CeZr) 2 raises hot clarification activity and it excels in the effectiveness 
tfiat the direction of 02 raises hot clarification activity further (CeZrLn), it is more desirable. 

[0008] The support approach of this invention adds water to perovskite mold multiple oxide powder, a metallic-oxide sol, or the mixture 
that contains co-catalyst powder further, carries out churning mixing, forms a slurry, after it coats heat-resistant support with the 
slurry and calcinates it, makes a noble-metals water solution sink in and/or stick to the support by which coating was carried out, and 
calcinates it. Using the noble-metals salt water solution which contains the 0.2 - 5.0 weight section for a noble-metals water solution 
by total noble-metals conversion to the mixture 100 weight section with the mixture 100 weight section of a perovskite mold multiple 
oxide and a metallic-oxide sol or a perovskite mold multiple oxide, a heat-resistant oxide, and a metallic-oxide sol impregnation and/or 
in case it is made to adsorb, the support by which coating was carried out is made to sink in and/or adsorption support, and noble 
metals are calcinated at the temperature of 250-800 degrees C after desiccation to it By making pH of the noble-metals water 
solution at this time into larger alkalinity than 10, or considering as acidity smaller than 4, it is found out by this invention person that 
the high thing of catalytic activity is obtained also at low temperature, and it is patent pending separately. 

[0009] the case where a noble-metals water solution is made into alkalinity — tetra amine palladium dichloride Pd(NH3)4CI2 — 

tetra whether it prepares and uses so that aqueous ammonia and an acid may be added in basic water solutions, such as amine 

palladium oxalate Pd(NH3)4(OH)2, and jt may be set to pH>10 Nitrates, such as chlorides, such as PdCI2, PtCI2, and RuCI3.3H20, and 
Pd (N03)2, Ru (N03)3, Rh (N03)3, Or it prepares and uses so that aqueous ammonia may be added to aqueous acids, such as dinitro 
diamine salts, such as Pd(N02)2(NH3) 2 and Pt(N02)2(NH3) 2, and it may be set to pH>10. 

[0010] If a perovskite mold multiple oxide is immersed in the noble-metals salt water solution adjusted to four or less pH when making 
a noble-metals water solution into acidity, it will be in the condition that two or more salts which contain noble metals in the 
surroundings of it by using as a nucleus the perovskite mold multiple oxide powder and the heat-resistant oxide powder with which a 
part of element under crystal was eluted, and eluted and remained adhered. By calcinating it in atmospheric air, after drying, the 
perovskite mold multiple oxide crystal which dissolved noble metals is formed in a nuclear perimeter, and it becomes the dual structure 
of an oxide. The noble metals of the excess which was not able to dissolve into the perovskite mold multiple oxide crystal which 
recrystallized are distributed as a metal condition or a noble-metals oxide. As a water-soluble noble-metals salt in the case of making 
a noble-metals water solution into acidity, dinitro diamine salts of that a water solution indicates strong acid nature to be, such as 
nitrates, such as chlorides, such as PdCI2, PtCI2, and RuCI3.3H20, and Pd (N03)2, Ru (N03)3, Rh (N03)3, Pd(N02)2(NH3) 2, and Pt 
(N02)2(NH3) 2, etc. are desirable. 
[0011] 

[Effect of the Invention] When making heat-resistant support support with this invention the thing containing PUROBUSU kite mold 
multiple oxide powder or the heat-resistant oxide which is a co-catalyst further, By using and calcinating a zirconia sol, a ceria sol, 
yttria sols, those mixed sols, or a solid-solution oxide sol including two or more kinds in Zr, Ce, and Y as a binder The volatile matter 
contained in the sol disperses, and it can be detailed, and can become an oxide with a large specific surface area, the mechanical 
bonding strength of a catalyst system and support can be heightened further, degradation of the catalyst by the thermal and 
mechanical stress under the environment where a catalyst is used can be eased, and it can be equal now to a prolonged activity. 
Moreover, these metallic-oxide sols do not mask a catalyst, or do not reduce [ be / it / under / activity / reaction ] catalytic. activity 
with a catalyst 
[0012] 

[Example] r ^ 

(Example 1) The perovskite mold multiple oxide and the heat-resistant oxide which are used for support were created as follows. In 
order to create a perovskite mold multiple oxide with a coprecipitation method, 103.9g of lanthanum nitrates, 26.1 g of cerium nitrates, 
34.9g of cobalt nitrates, 0.31. of water solutions which dissolved 72.7g of iron nitrate in pure water, and 0.51. of water solutions which 
dissolved 50g of sodium carbonates as a neutralization coprecipitater were prepared, the neutralization coprecipitater was dropped at 
the previous water solution, and the coprecipitate was obtained. The vacuum drying was carried out after rinsing the coprecipitate 
enough and filtering it This was ground after baking in 3-hour atmospheric air at 600 degrees C, and it calcinated in 3-hour 
atmospheric air at 800 degrees C after that it ground further, and the powder of the perovskite mold multiple oxide (La0.8Ce0.2) 
(Co0.4Fe0.6) 03 was created. 

[001 3] In order to create a heat-resistant oxide Cerium oxide powder of a commercial high specific surface area (2/g Ce02 specific 
surface area of 1 70m) 99.9% of purity and TREO(all rare earth oxides)1 1 1 .9g are prepared. To this, 1 47.9g (contained 25.0% of the 
weight by Zr02 conversion in liquid density 1.51 and liquid) of oxy-zirconium-nitrate (Zr02 (N03)) water solutions, And 26.0g 
(contained 21.7% of the weight by 20Y3 conversion in liquid density 1.62 and liquid) of nitric-acid yttrium (Y(N03) 3) water solutions 
was added, and it dried in 10-hour atmospheric air at 1 10 degrees C, having agitated well and mixing. Then, baking was performed at 
600 degrees C in atmospheric air for 3 hours, and about 150g of O(Ce0.65Zr 0.30Y0.05)2 multiple oxides was obtained. 
[001 4] In order to obtain slurry coat support, they are 50 weight sections of the previous perovskite mold multiple oxide (La0.8Ce0.2) 
(Co0.4Fe0.6) 03, 50 weight sections of the heat-resistant oxide (Ce0.65Zr 0.30Y0.05) 02, NZS[ by Nissan Chemical Industries, Ltd. ]- 
30B which is a zirconia sol (30.44 % of the weight of solid content) pH=10.62 is added to the pure-water 100 weight section so that fc 
may become 5 weight sections by solid content conversion. The slurry which mixed for 12 hours and was obtained with the ball mill is 
slushed into the heat-resistant honeycomb support of the quality of cordierite. After blowing off and drying the slurry of the 
complementary section by airstream (it is 24 hours at 130 degrees C), the support which is calcinated among atmospheric air at 600 
degrees C for 3 hours and by which coating of a perovskite mold multiple oxide and the heat-resistant oxide was carried out to 
homogeneity was obtained. 

[001 5] In order to make Pd support as noble metals, the palladium nitrate water-solution (with product of Tanaka Kikinzoku Kogyo, Inc., 
it is 4.4 % of the weight by Pd metal) 56.8 weight section which carried out weighing capacity so that it might become the 2.5 weight 
sections by Pd conversion to a total of 1 00 weight sections of a perovskite mold multiple oxide and a heat-resistant oxide was melted 
in the aqua-fortis 100 weight section. pH of this solution was 0.2. After carrying out impregnation of the whole quantity of this solution 



to, the above-mentioned coating honeycomb support it dried at 130 degrees C for 24 hours, and calcinated at 600 degrees C in 
atmospheric air for 3 hours. 

[0016] (Example 2) Like the example 1, it replaced with the zirconia sol as a metallic-oxide sol of a binder, however the content was 
made into 2 weight sections by solid content conversion using need RARU W-10-01 (10.1 % of the weight of solid content pH=5.0) by 
Taki Chemical Co., Ltd. which is a ceria sol. 

[0017] (Example 3) the Taki Chemical Co., Ltd. make which is 1 weight section and a ceria sol in solid content conversion like an 
example 1 about NZS[ by Nissan Chemical Industries, Ltd. ]-30B (30.44 % of the weight of solid content pH=1 0.62) which is a zirconia 
sol as a metallic-oxide sol of a binder — need RARU W1 0-01 (1 0.1 % of the weight of solid content, pH=5.0) was used so that it might 
become [ both ] 5 weight sections by solid content conversion. 

[001 8] (Example 4) Make it be the same as that of an example 1 . However, it considered as 50 weight sections using commercial high 
specific-surface-area cerium oxide (Ce02, specific-surface-area 170m2/g, 99.9% of purity, TREO) as a heat-resistant oxide, and it 
replaced with the zirconia as a metallic-oxide sol of a binder, and the content was made into 10 weight sections by solid content 
conversion using NZS[ by Nissan Chemical Industries, Ltd. ]-20 A3Y (10.77 % of the weight of solid content pH=4.12) which is a 
zirconia yttria sol. 

[001 9] ((a) The example of a comparison) The metallic-oxide sol of a binder was not used like the example 1 . 
((b) The example of a comparison) The metallic-oxide sol of a binder was not used like the example 4. 

((c) The example of a comparison) the Nissan Chemical Industries, Ltd. make which is alumina sol as a metallic-oxide sol of a binder 
like an example 1 — AS-100 (10.23 % of the weight of solid content pH=3.91) was used, and the content was made into 10 weight 
sections. 

[0020] The catalyst of an example and the example of a comparison is supplied to the electric furnace held in the atmosphenc-air 
ambient atmosphere at 800 degrees C. The test cooled for 20 minutes by the Ayr blow which held for 15 minutes, took out from the 
electric furnace, and was pressurized by 500,00OPa After 500 cycle Using the exhaust gas when operating an engine by 

A/F=14.6, the exhaust gas temperature is raised in a heat exchanger, and the test result which searched for the temperature (50% 
clarification temperature) to which NOx, CO, and THC in exhaust gas fell to 50% of initial concentration is shown in a table 1. The 
space velocity (SV) of the exhaust gas which passes the catalyst at this time was adjusted so that it might be set to about 100,000/hr. 



[0021] 
[A table 1] 
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[0022] The content of a sol expresses the solid content equivalent weight section when making the total amount of a perovskite mold 
multiple oxide and a heat-resistant oxide into the 100 weight sections in a table 1. This result shows that catalytic activity is falling 
while in use, when the conventional alumina sol is used as a binder. When not using a sol as a binder, degradation of a catalyst 
progresses and clarification temperature is becoming high 50%. To it by this invention, degradation of the catalyst by thermal and 
mechanical stress can be eased by the effectiveness of the selected sol, and it can be equal now to the activity of long duration. 



[Translation done.] 



